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(57) ABSTRACT

A thermally expandable microcapsule, which shows excel-
lent heat resistance and a high expansion ratio and thereby can
be suitably used for molding processes involving high shear-
ing force, such as kneading molding, calender molding,
extrusion molding, and injection molding. The thermally
expandable microcapsule also provides a foamed product
using the thermally expandable microcapsule. The thermally
expandable microcapsule contains a shell made of a polymer;
and a volatile expansion agent as a core agent encapsulated in
the shell, the storage elastic modulus (E') of the shell at a
temperature of 200° C. and a frequency of 10 Hz being 1x10°
N/m? or more, the storage elastic modulus (E') of the shell at
a temperature of 250° C. and a frequency of 10 Hz being
1x10° N/m? or more, and a maximum displacement amount
measured by thermomechanical analysis being 300 um or
more.

15 Claims, No Drawings
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THERMALLY EXPANDABLE
MICROCAPSULE AND FOAM-MOLDED
ARTICLE

TECHNICAL FIELD

The present invention relates to a thermally expandable
microcapsule, which shows excellent heat resistance and a
high expansion ratio and thereby can be suitably used for
molding processes involving high shearing force, such as
kneading molding, calender molding, extrusion molding, and
injection molding. The present invention also relates to a
foamed product using the thermally expandable microcap-
sule.

BACKGROUND ART

Thermally expandable microcapsules have been used for
various applications as a design-imparting agent or a weight-
reducing agent. They have been also used for paint, such as
foaming ink and wallpaper, to achieve weight reduction.

As such a thermally expandable microcapsule, widely
known is one in which a thermoplastic shell polymer includes
a volatile expansion agent that can change to a gas state at a
softening temperature or lower of the shell polymer. Patent
Document 1, for example, discloses a method for producing a
thermally expandable microcapsule that includes a volatile
expansion agent by adding an oily mixture and an oil-soluble
polymerization catalyst to an aqueous dispersion medium
that contains a dispersant with stirring to cause suspension
polymerization. Here, the oil mixture is a mixture of a mono-
mer and a volatile expansion agent with a low boiling point,
such as an aliphatic hydrocarbon.

Although such a thermally expandable microcapsule
obtained by this method is thermally expandable at a rela-
tively low temperature of about 80 to 130° C., the expanded
microcapsule bursts or contracts upon heating at a high tem-
perature or a long period of time, and therefore the expansion
ratio decreases. Accordingly, this method has a drawback in
that a thermally expandable microcapsule having excellent
heat resistance is difficult to produce.

Patent Document 2 discloses a method for producing a
thermally expandable microcapsule that contains a polymer
shell made from a polymerizable component containing 80 to
97% by weight of nitrile monomers, 3 to 20% by weight of
non-nitrile monomers, and 0.1 to 1% by weight of a trifunc-
tional crosslinking agent that includes a volatile expansion
agent.

Patent Document 3 discloses a thermally expandable
microcapsule that includes a volatile expansion agent with a
polymer made from a polymerizable component containing
80% by weight or more of nitrile monomers, 20% by weight
or less of non-nitrile monomers, and 0.1 to 1% by weight of a
crosslinking agent. Here, the non-nitrile monomer is a meth-
acrylic acid ester or acrylic ester.

These patent documents report that, compared with con-
ventional microcapsules, thermally expandable microcap-
sules obtained by these methods shows excellent heat resis-
tance and do not foam at 140° C. or lower. In fact, when the
thermally expandable microcapsules are heated at 130 to
140° C. for about 1 minute, part of them are thermally
expanded. Thus, it is difficult to produce thermally expand-
able microcapsules with excellent heat resistance, such as
ones having a maximum foaming temperature of 180° C. or
higher.

Patent Document 4 discloses a thermally expandable
microcapsule that includes: a shell polymer of a homopoly-
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mer or copolymer of ethylenically-unsaturated monomers
including 85% by weight or more of a nitrile group-contain-
ing monomer; and a foaming agent containing 50% by weight
or more of isooctane. The thermally expandable microcap-
sule is produced to give a maximum foaming temperature of
180° C. or higher and desirably 190° C. or higher.

Although such a thermally expandable microcapsule
shows a very high maximum foaming temperature, it is dif-
ficult to keep the expanded state. Thus, it is not suitable for
prolonged use at a high temperature.

Patent Document 5 discloses a thermally expandable
microcapsule that shows good foaming performance and
improves in heat resistance in a broad range of foaming
temperatures, especially at a high temperature (160° C. or
higher) by specitying a monomer that forms the shell of the
thermally expandable microcapsule. This thermally expand-
able microcapsule shows a high maximum foaming tempera-
ture. However, upon use in molding processes involving
strong shearing force, such as kneading molding, calender
molding, extrusion molding, and injection molding, espe-
cially for injection molding, deformation may arise because
of some problems in heat resistance and strength of the ther-
mally expandable microcapsule in melt kneading. Otherwise,
the thermally expandable microcapsule may be crushed.

Patent Document 6 discloses a thermally expandable
microcapsule in which a polymer obtainable by polymerizing
a carboxyl group-containing monomer and a monomer hav-
ing a group reactable with a carboxyl group is used as a shell.
The patent document reports that such a thermally expand-
able microcapsule has increased three-dimensional
crosslinking density. Therefore, it shows strong resistance to
contraction, and marked improvement in heat resistance, with
an even when the foamed shell is very thin.

However, such a method still leaves problems of heat resis-
tance and strength. Thus, there is a limitation in the expansion
ratios after molding such as injection molding.

Accordingly, it has been required to produce a thermally
expandable microcapsule, which shows excellent heat resis-
tance and a high expansion ratio, and is less likely to cause
deformation, and is suitably used for molding processes
involving strong shearing force, such as kneading molding,
calender molding, extrusion molding, and injection molding.

Patent Document 1: Japanese Kokai Publication
S42-26524 (JP-A S42-26524)

Patent Document 2: Japanese Kokai Publication H5-15499
(JP-A H5-15499)

Patent Document 3: Japanese Patent No. 2894990

Patent Document 4: EP 1149628

Patent Document 5: WO 2003/099955

Patent Document 6: WO 1999/43758

DISCLOSURE OF THE INVENTION
Problems to be Solved by the Invention

The present invention has its object to provide a thermally
expandable microcapsule, which shows excellent heat resis-
tance and a high expansion ratio and thereby can be suitably
used for molding processes involving high shearing force,
such as kneading molding, calender molding, extrusion
molding, and injection molding. The present invention also
has its object to provide a foamed product using the thermally
expandable microcapsule.

Means for Solving the Problems

The present invention relates to a thermally expandable
microcapsule, which comprises: a shell made of a polymer;
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and a volatile expansion agent as a core agent encapsulated in
the shell, the storage elastic modulus (E') of the shell at a
temperature of 200° C. and a frequency of 10 Hz being 1x10°
N/m? or more, the storage elastic modulus (E') of the shell at
a temperature of 250° C. and a frequency of 10 Hz being
1x10° N/m? or more, and a maximum displacement amount
measured by thermomechanical analysis being 300 um or
more.

The present invention also relates to a thermally expand-
able microcapsule, which comprises a shell made of a poly-
mer; and a volatile expansion agent as a core agent encapsu-
lated in the shell, the storage elastic modulus (E') of the shell
at a temperature of 200° C. and a frequency of 10 Hz being
1x10° N/m? or more, the storage elastic modulus (E') of the
shell at a temperature of 250° C. and a frequency of 10 Hz
being 1x10° N/m* or more, and an expansion ratio upon
heating at a temperature of 200° C. for 1 minute being 20
times or more in volume.

Hereinafter, the present invention will be described in
detail.

In the thermally expandable microcapsule of the present
invention, the lower limit of the storage elastic modulus (E')
of the shell at temperatures of 200° C. and 250° C. and a
frequency of 10 Hz is 1x10° N/m”. If the storage elastic
modulus (E') of the shell at temperatures of 200° C. and 250°
C. and a frequency of 10 Hz is 1x10° N/m? or more, the shell
is presumably in a rubbery state that does not show fluidity at
temperatures of 200° C. and 250° C. Thus, the shell strength
is significantly improved. Such a thermally expandable
microcapsule can be suitably used for molding processes
involving high shearing force, such as kneading molding,
calender molding, extrusion molding, and injection molding.

If the storage elastic modulus (E') of the shell at tempera-
tures of 200° C. and 250° C. and a frequency of 10 Hz is less
than 1x10° N/m?, the thermally expandable microcapsule
bursts or contracts at a high temperature, and is not suitably
used for molding processes, such as kneading molding, cal-
ender molding, extrusion molding, and injection molding.
The desirable lower limit of the storage elastic modulus (E')
of the shell at temperatures of 200° C. and 250° C. and a
frequency of 10 Hzis 10° N/m?. The upper limit of the storage
elastic modulus (E') of the shell at temperatures of 200° C.
and 250° C. and a frequency of 10 Hz is not particularly
limited, and is desirably 107 N/m?. More than the desirable
upper limit of the storage elastic modulus (E') of the shell may
cause the shell to excessively harden and results in deteriora-
tion of the foaming performance. Furthermore, the maximum
displacement amount measured by thermomechanical analy-
sis may not be 300 um or larger.

The storage elastic modulus (E') of the shell at tempera-
tures 0f 200° C. and 250° C. and a frequency of 10 Hz may be
measured by a tensile method with a dynamic mechanical
analyzer. Sheet-shaped test pieces are prepared from the
material of the shell of the thermally expandable microcap-
sule of the present invention.

The lower limit of the maximum displacement amount
(Dmax) of the thermally expandable microcapsule of the
present invention measured by thermomechanical analysis is
300 um. A maximum displacement amount of less than 300
um causes a low expansion ratio, and a desired foaming
performance is not obtained. The desirable lower limit is 400
pm.

The maximum displacement amount refers to a value of the
maximum diameter of the whole of a predetermined amount
of the thermally expandable microcapsule while a predeter-
mined amount of the thermally expandable microcapsule is
heated from an ordinary temperature.
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The desirable lower limit of the maximum foaming tem-
perature (Tmax) ofthe thermally expandable microcapsule of
the present invention is 200° C. If the maximum foaming
temperature is lower than 200° C., the thermally expandable
microcapsule may be poor in heat resistance, and thus the
microcapsule may burst and contract at a high temperature or
in the molding process. In addition, the thermally expandable
microcapsule may foam due to shearing upon use as master-
batch pellets. Thus, an unfoamed masterbatch pellet cannot
be stably produced. The more desirable lower limit thereof is
210° C.

The desirable upper limit of the foaming starting tempera-
ture (Ts)is 180° C. If it exceeds 180° C. especially in the case
of'injection molding, the resin temperature is cooled in a core
back-foaming process, and the expansion ratio may not
increase, in a core back foaming technique in which a resin
material is fully charged in a die and thereafter the die volume
is expanded in order to allow the resin material to foam in a
desired size. The more desirable lower limit thereof is 130°
C., and the desirable upper limit thereof is 160° C.

The maximum foaming temperature used herein refers to a
temperature at which the diameter of the thermally expand-
able microcapsule reaches the maximum displacement
amount while the thermally expandable microcapsule is
heated from an ordinary temperature.

In the thermally expandable microcapsule according to the
present invention, the ratio tan  of the storage elastic modu-
Ius (G') to the loss elastic modulus (G") of the shell at a
temperature of 200° C. and a frequency of 10 Hz is desirably
0.4 or less, and the ratio tan § of the storage elastic modulus
(G") to the loss elastic modulus (G") of the shell at a tempera-
ture 0f 200° C. and a frequency of 0.01 Hz is desirably 0.4 or
less.

In the thermally expandable microcapsule of the present
invention, the ratio tan § of the storage elastic modulus (G') to
the loss elastic modulus (G") of the shell at a temperature of
200° C. and frequencies of 10 Hz and 0.01 Hz is desirably 0.4
or less. The ratio tan 8 of the storage elastic modulus (G') to
the loss elastic modulus (G") is a value that is regarded as an
energy absorption index. If the ratio tan 9 is 0.4 or less in the
present invention, the energy absorption is high even at a high
temperature, and the thermally expandable microcapsule
tends not to burst or contract. A low frequency of 0.01 Hz
means that measurement is made at higher temperatures. The
upper limit of the ratio tan § of the storage elastic modulus
(G") to the loss elastic modulus (G") of the shell even at a
frequency of 0.01 Hz of 0.4 means that microcapsules tend
not to burst nor contract at higher temperatures. If the ratio tan
d of the storage elastic modulus (G') to the loss elastic modu-
lus (G") of the shell at a temperature of 200° C. and frequen-
cies of 10 Hz and 0.01 Hz exceeds 0.4, the energy absorption
is low, and the thermally expandable microcapsule cannot be
suitably used for molding processes involving high shearing
force, such as kneading molding, calender molding, extrusion
molding, and injection molding.

Theratio tan d of the storage elastic modulus (G') to the loss
elastic modulus (G") of the shell at a temperature of 200° C.
and frequencies of 10 Hz and 0.01 Hz may be measured with
arotational vibration type parallel-plate rheometer by a shear-
ing method, for example. Sheet-shaped test pieces are pre-
pared from only the shell of the thermally expandable micro-
capsule of the present invention by a hot pressing machine.

In the thermally expandable microcapsule according to the
present invention, the desirable lower limit of the storage
elastic modulus (G") of the shell at a temperature of 200° C.
and a frequency of 10 Hz is 1x10° N/m?, and the desirable
lower limit of the storage elastic modulus (G') of the shell at
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a temperature of 200° C. and a frequency of 0.01 Hz is 1x10*
N/m?. If the storage elastic modulus (G") of the shell at a
temperature of 200° C. and a frequency of 10 Hz is 1x10°
N/m?” or more, and the storage elastic modulus (G") of the shell
at a frequency of 0.01 Hz is 1x10* N/m? or more, the shell is
presumably in a rubber state which does not show fluidity at
a temperature of 200° C. Thus, the thermally expandable
microcapsule can be suitably used for molding processes
involving high shearing force, such as kneading molding,
calender molding, extrusion molding, and injection molding.
In particular, the less the difference of elastic moduli at fre-
quencies of 10 Hz and 0.01 Hz is, the more uniformly rubbers
are crosslinked. If the storage elastic modulus (G') of the shell
at a temperature of 200° C. and a frequency of 10 Hz is less
than 1x10° N/m?, and the storage elastic modulus (G") of the
shell at a frequency of 0.01 Hz is less than 1x10* N/m?, the
thermally expandable microcapsule bursts or contracts at a
high temperature, and the thermally expandable microcap-
sule may not be suitably used for molding processes, such as
kneading molding, calender molding, extrusion molding, and
injection molding. The more desirable lower limit of the
storage elastic modulus (G') of the shell at a temperature of
200° C. and a frequency of 10 Hz is 1x10° N/m?, and the more
desirable lower limit of the storage elastic modulus (G') of the
shell at a temperature of 200° C. and a frequency of 0.01 Hz
is 1x10° N/m?. The upper limit of the storage elastic modulus
(G") of the shell at a temperature of 200° C. and frequencies of
10 Hz and 0.01 Hz is not particularly limited as long as the
maximum displacement amount measured by thermome-
chanical analysis is 300 um or more.

The storage elastic modulus (G') of the shell at a tempera-
ture of 200° C. and frequencies of 10 Hz and 0.01 Hz can be
measured with a rotational vibration type parallel-plate rhe-
ometer by a shearing method, for example. Sheet-shaped test
pieces are prepared from only the shell of the thermally
expandable microcapsule of the present invention by a hot
pressing machine.

A second embodiment of the present invention is a ther-
mally expandable microcapsule, which comprises a shell
made of a polymer; and a volatile expansion agent as a core
agent encapsulated in the shell, the storage elastic modulus
(E") of the shell at a temperature of 200° C. and a frequency of
10 Hz being 1x10° N/m? or more, the storage elastic modulus
(E") of the shell at a temperature of 250° C. and a frequency of
10 Hzbeing 1x10° N/m? or more, and an expansion ratio upon
heating at a temperature of 200° C. for 1 minute being 20
times or more in volume.

Herein, one embodiment and another embodiment of the
present invention are both simply referred to as the invention
unless it is necessary to differentiate one from another.

In the thermally expandable microcapsule according to the
second embodiment of the present invention, the expansion
ratio upon heating at a temperature of 200° C. for 1 minute is
20 times or more in volume. If the expansion ratio is less than
20 times in volume, foaming properties are deteriorated. It is
thus impossible to impart such performances as lightness,
heat insulation, and shock resistance to a molded product to
be obtained. The expansion ratio is desirably 30 times or
more.

The thermally expandable microcapsule according to the
present invention includes a shell made of a polymer; and a
volatile expansion agent as a core agent encapsulated in the
shell. The shell desirably comprises a polymer obtainable by
polymerizing a monomer mixture that contains 95% by
weight or more of (meth)acrylonitrile, the (meth)acrylonitrile
containing 70% by weight or more of acrylonitrile. The
degree of crosslinkage of the shell is desirably 60% by weight
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or more. The term “(meth)acrylonitrile” used herein
expresses acrylonitrile or methacrylonitrile.

In the monomer mixture, the desirable lower limit of the
amount of acrylonitrile in (meth)acrylonitrile is 70% by
weight. If the amount of acrylonitrile is less than 70% by
weight, gas barrier properties and the storage elastic modulus
(E") of the shell may be deteriorated, likely resulting in reduc-
tion in the expansion ratio.

The lower limit of the amount of (meth)acrylonitrile in the
monomer mixture is desirably 95% by weight, and more
desirably 98% by weight. If the amount of (meth)acrylonitrile
in the monomer mixture is less than 95% by weight, the
storage elastic modulus (E') of the shell, especially at 250° C.,
is lowered, and may be out of the range specified herein.
Reduction in the gas barrier property of the shell may reduce
the expansion ratio. If the amount of (meth)acrylonitrile is
95% by weight or more, a cyclization reaction between nitrile
groups may cause heating and the shell may be hardened.
Consequently, a storage elastic modulus or the like properties
would become high.

The desirable lower limit of the degree of crosslinkage of
the shell is 60% by weight. If the degree of crosslinkage is less
than 60% by weight, the storage elastic modulus (E') of the
shell especially at 250° C. is lowered, likely resulting in
reduction in the expansion ratio.

The degree of crosslinkage means % by weight of undis-
solved materials remaining in a mixture of a polymer of the
thermally expandable microcapsule and a solvent. Specifi-
cally, an acrylonitrile polymer is dissolved in a solvent, N,N-
dimethylformamide, and then % by weight of undissolved
matter in the polymer is determined.

The shell desirably comprises a polymer obtainable by
polymerizing a monomer mixture which contains: 30 to 70%
by weight of at least one polymerizable monomer (I) selected
from the group consisting of acrylonitrile, methacrylonitrile,
and vinylidene chloride; and 5 to 40% by weight of a radi-
cally-polymerizable unsaturated C;_g carboxylic acid mono-
mer (IT) having a carboxyl group; and a polymerizable mono-
mer (II1) having two or more double bonds in a molecule.

The polymerizable monomer (I) is at least one selected
from the group consisting of acrylonitrile, methacrylonitrile,
and vinylidene chloride.

Addition of the polymerizable monomer (I) can improve
gas barrier properties of the shell.

The desirable lower limit of the amount of the polymeriz-
able monomer (I) in the monomer mixture is 30% by weight,
and the desirable upper limit thereof is 70% by weight. If the
amount of the polymerizable monomer (I) in the monomer
mixture is less than 30% by weight, the shell may have poor
gas barrier properties, likely resulting in reduction in the
expansion ratio. An amount of the polymerizable monomer
(D) in the monomer mixture exceeding 70% by weight may
not increase heat resistance. The more desirable lower limit of
the amount of the polymerizable monomer (I) in the mono-
mer mixture is 40% by weight, and the more desirable upper
limit thereof is 60% by weight.

As the radically-polymerizable unsaturated C;_g carboxy-
lic acid monomer (II) having a carboxyl group, a monomer
having one or more free carboxyl groups per molecule for
ionic crosslinking may be used. Specific examples thereof
include unsaturated monocarboxylic acids, such as acrylic
acid, methacrylic acid, ethacrylic acid, crotonic acid, and
cinnamic acid; unsaturated dicarboxylic acids, such as maleic
acid, itaconic acid, fumaric acid, citraconic acid, and chloro-
maleic acid, and anhydrides thereof; and monoesters ofunsat-
urated dicarboxylic acids, such as monomethyl maleate,
monoethyl maleate, monobutyl maleate, monomethyl fuma-
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rate, monoethyl fumarate, monomethy! itaconate, monoethyl
itaconate, and monobutyl itaconate, and derivatives thereof.
These may be used independently, or two or more thereof may
be used in combination. Particularly desirable among these
are acrylic acid, methacrylic acid, maleic acid, maleic anhy-
dride, and itaconic acid.

The amount of the radically-polymerizable unsaturated
C,_g carboxylic acid monomer (I1) having a carboxyl group in
the monomer mixture is desirably 5% by weight in the lower
limit, and 40% by weight in the upper limit. If the amount of
the radically-polymerizable unsaturated C;_g carboxylic acid
monomer (1) is less than 5% by weight, the maximum foam-
ing temperature may be 180° C. or less. When the amount of
the radically-polymerizable unsaturated C,_, carboxylic acid
monomer (II) is more than 40% by weight, the maximum
foaming temperature is increased, but the expansion ratio is
reduced. More desirably, the amount of the radically-poly-
merizable unsaturated carboxylic acid monomer (II) in the
monomer mixture is 10% by weight in the lower limit, and
30% by weight in the upper limit.

The monomer mixture contains a polymerizable monomer
(III) having two or more double bonds in a molecule. The
polymerizable monomer (I1I) serves as a crosslinking agent.
The monomer mixture containing the polymerizable mono-
mer (I111) strengthens the shell, and is less likely to cause cell
walls to burst upon thermal expansion. It has been found that
addition of the polymerizable monomer (I1T) avoids reduction
in the storage elastic modulus (G' or E') especially on a
low-frequency side.

Examples of the polymerizable monomer (III) include a
monomer having two or more radically-polymerizable
double bonds. Specific examples thereof include divinylben-
zene, cthylene glycol di(meth)acrylate, diethylene glycol
di(meth)acrylate, triethylene glycol di(meth)acrylate, propy-
lene glycol di(meth)acrylate, 1,4-butanediol di(meth)acry-
late, 1,6-hexanediol di(meth)acrylate, 1,9-nonanediol
di(meth)acrylate, polyethylene glycol di(meth)acrylate hav-
ing a weight-average molecular weight of 200 to 600, glyc-
erin di(meth)acrylate, trimethylolpropane di(meth)acrylate,
trimethylolpropane tri(meth)acrylate, ethyleneoxide-modi-
fied trimethylolpropane tri(meth)acrylate, pentaerythritol tri
(meth)acrylate, triallyl formal tri(meth)acrylate, pentaeryth-
ritol  tetra(meth)acrylate, dipentaerythritol hexa(meth)
acrylate, and dimethylol-tricyclodecane di(meth)acrylate. Of
these, bifunctional monomers such as polyethylene glycol are
suitably used because thermally expanded microcapsules are
less likely to contract even at a high temperature exceeding
200° C. and tend to keep the expanded state. Thus, such
monomers suppress deformation. Particularly desirable
among these is triethylene glycol diacrylate or polyethylene
glycol diacrylate that has a weight-average molecular weight
of 200 to 600.

In the monomer mixture, the desirable lower limit of the
amount of the polymerizable monomer (IIT) is 0.05% by
weight, and the desirable upper limit thereof is 3% by weight.
The polymerizable monomer (III) in an amount of less than
0.05% by weight may not serve as a crosslinking agent. More
than 3% by weight of the polymerizable monomer (III)
causes the particle shape of the thermally expandable micro-
capsule to be distorted, resulting in reduction in bulk specific
gravity. The desirable lower limit of the amount of the poly-
merizable monomer (III) is 0.1% by weight, and the more
desirable upper limit thereof is 1% by weight.

The monomer mixture desirably further contains the metal
cation hydroxide (IV).

When the monomer mixture contains the metal cation
hydroxide (IV), the metal cation hydroxide (IV) is ionically
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bound with the carboxyl group of the radically-polymerizable
unsaturated carboxylic acid monomer (II). Thus, rigidity and
heat resistance of the shell may be increased. Especially, the
storage elastic modulus (E') and storage elastic modulus (G')
of'the shell at a temperature of 200° C. and a frequency of 10
Hz can be increased. Consequently, it is possible to produce a
thermally expandable microcapsule which neither bursts nor
contracts for along period of time at a high temperature. Since
the elastic modulus of the shell is less likely to decrease even
at a high temperature, a thermally expandable microcapsule
neither bursts nor contracts even upon performing molding
processes involving high shearing force, such as kneading
molding, calender molding, extrusion molding, and injection
molding.

The metal cation of the metal cation hydroxide (IV) is not
particularly limited as long as it reacts with the radically-
polymerizable unsaturated carboxylic acid monomer (I1) and
is ionically bound therewith. Examples thereof include ions
of metals such as Na, K, Li, Zn, Mg, Ca, Ba, Sr, Mn, Al, Ti,
Ru, Fe, Ni, Cu, Cs, Sn, Cr, and Pb. However, the object of the
addition of the metal cation hydroxide (IV) in this case is to
ionically bind the metal cation with the radically-polymeriz-
able unsaturated carboxylic acid monomer (II). Thus, the
metal cation needs to be hydroxide, and chlorides, such as
NaCl, are not suitable because they form mere a weak ionic
bond. Of these, the ions of Ca, Zn, and Al, which are divalent
or trivalent metal cations, are desirable, and the ion of Zn is
particularly desirable. These metal cation hydroxides (IV)
may be used independently or two or more thereof may be
used in combination.

In the monomer mixture, the desirable lower limit of the
amount of the metal cation hydroxide (IV) is 0.1% by weight,
the desirable upper limit thereof is 10% by weight. The
amount of the metal cation hydroxide (IV) of less than 0.1%
by weight may result in insufficient heat resistance, whereas
the amount of the metal cation hydroxide (IV) exceeding 10%
by weight may markedly deteriorate the expansion ratio. The
more desirable lower limit of the amount of the metal cation
hydroxide (IV) is 0.5% by weight, and the more desirable
upper limit thereof is 5% by weight.

The monomer mixture may contain other monomers as
well as the polymerizable monomer (I), and the radically-
polymerizable unsaturated carboxylic acid monomer (II).
Examples of other monomers include acrylates such as
methyl acrylate, ethyl acrylate, butyl acrylate, and dicyclo-
pentenyl acrylate; methacrylates such as methyl methacry-
late, ethyl methacrylate, butyl methacrylate, and isobornyl
methacrylate; and vinyl monomers such as vinyl chloride,
vinylidene chloride, vinyl acetate, and styrene. These other
monomers may be suitably selected according to the charac-
teristics required for the thermally expandable microcap-
sules. Desirable among these are methyl methacrylate, ethyl
methacrylate, and methyl acrylate. The total amount of other
monomers in all the monomers forming the shell is desirably
less than 10% by weight. The amount of other monomers
exceeding 10% by weight undesirably tends to cause reduc-
tion in gas barrier properties, and thus to deteriorate thermal
expansion.

In order to polymerize the aforementioned monomers, the
monomer mixture contains a polymerization initiator.

Suitable examples of the polymerization initiator include
dialkyl peroxides, diacyl peroxides, peroxyesters, peroxydi-
carbonates, and azo compounds. Specific examples thereof
include dialkyl peroxides such as methyl ethyl peroxide, di-t-
butyl peroxide, and dicumyl peroxide; diacyl peroxides such
as isobutyl peroxide, benzoyl peroxide, 2,4-dichlorobenzoyl
peroxide, 3,5,5-trimethylhexanoyl peroxide; peroxyesters
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such as t-butyl peroxypivalate, t-hexyl peroxypivalate, t-butyl
peroxyneodecanoate, t-hexyl peroxyneodecanoate, 1-cyclo-
hexyl-1-methylethyl peroxyneodecanoate, 1,1,3,3-tetram-
ethylbutyl peroxyneodecanoate, cumyl peroxyneodecanoate,
and (a,a-bis-neodecanoylperoxy)diisopropylbenzene; per-
oxydicarbonates such as bis(4-t-butyl cyclohexyl)peroxy
dicarbonate, di-n-propyl-oxydicarbonate, di-isopropyl per-
oxydicarbonate, di(2-ethylethylperoxy)dicarbonate,
dimethoxybutyl peroxy dicarbonate, and di(3-methyl-3-
methoxybutylperoxy)dicarbonate; and azo compounds such
as 2,2'-azobisisobutyronitrile, 2,2'-azobis(4-methoxy-2,4-
dimethylvaleronitrile),  2,2'-azobis(2,4-dimethylvaleroni-
trile), and 1,1'-azobis-(1-cyclohexanecarbonitrile).

The desirable lower limit of the weight-average molecular
weight of the polymer that forms the shell is 100,000, and the
desirable upper limit thereof is 2,000,000. The weight-aver-
age molecular weight of less than 100,000 may cause low
strength of the shell whereas the weight-average molecular
weight exceeding 2,000,000 may cause extremely high
strength ofthe shell, likely resulting in reduction in the expan-
sion ratio.

If necessary, the shell may further contain a stabilizer, an
ultraviolet absorber, an antioxidant, an antistatic agent, a
flame retardant, a silane coupling agent, a coloring agent, or
the like.

The thermally expandable microcapsule according to the
present invention comprises a shell and a volatile expansion
agent as a core agent encapsulated in the shell.

The volatile expansion agent is a substance that can change
to a gas state at the softening temperature or lower of the
polymer that forms the shell. A low-boiling-point organic
solvent is suitable as the volatile expansion agent.

Examples of the volatile expansion agent include low
molecular-weight hydrocarbons such as ethane, ethylene,
propane, propene, n-butane, isobutane, butene, isobutene,
n-pentane, isopentane, neopentane, n-hexane, heptane, and
petroleum ether; chlorofluorocarbons such as CCIL,F, CCLF,,
CCIF;, and CCIF,—CCIF,; and tetraalkylsilanes such as tet-
ramethylsilane, trimethylethylsilane, trimethylisopropylsi-
lane, and trimethyl-n-propylsilane. Desirable among these
are isobutane, n-butane, n-pentane, isopentane, n-hexane,
petroleum ether, and mixtures thereof. These volatile expan-
sion agents may be used independently, or two or more
thereof may be used in combination.

Of the above-mentioned volatile expansion agents, a low-
boiling-point hydrocarbon having five or less carbon atoms is
desirably used in the thermally expandable microcapsule
according to the present invention. Such a hydrocarbon pro-
vides a thermally expandable microcapsule that has a high
expansion ratio and immediately starts foaming rapidly.

The thermally decomposable compound, which is ther-
mally decomposed by heating to become a gas, may be used
as a volatile expansion agent.

In the thermally expandable microcapsule of the present
invention, the desirable lower limit of the amount of the
volatile expansion agent used as a core agent is 10% by
weight, and the desirable upper limit thereof is 25% by
weight.

The thickness of the shell changes with the amount of the
core agent. When the amount of the core agent is reduced and
the shell becomes too thick, foaming performance is deterio-
rated. When the amount of the core agent is increased, the
strength of the shell is decreased. When the amount of the
core agent is 10 to 25% by weight, it is possible to simulta-
neously prevent deformation and improve foaming perfor-
mance of a thermally expandable microcapsule.
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The desirable lower limit of the volume average particle
diameter of the thermally expandable microcapsules accord-
ing to the present invention is 5 um, and the desirable upper
limit thereof is 100 um. When the volume average particle
diameter is less than 5 um, bubbles in the molded body to be
obtained are so small that reduction in weight of the molded
body may be insufficient. When the volume average particle
diameter exceeds 100 um, bubbles of the molded body to be
obtained are so large that problems may arise in terms of
properties such as strength. The more desirable lower limit of
the volume average particle diameter is 10 um, and the more
desirable upper limit thereof is 40 pm.

The method for producing the thermally expandable
microcapsule according to the present invention is not par-
ticularly limited. For example, the thermally expandable
microcapsule may be produced by the steps of: preparing an
aqueous medium; dispersing, in the aqueous medium, an oily
mixture containing 30 to 70% by weight of at least one poly-
merizable monomer (I) selected from the group consisting of
acrylonitrile, methacrylonitrile, and vinylidene chloride, 5 to
40% by weight of the C;_4 radically-polymerizable unsatur-
ated carboxylic acid monomer (II) having a carboxyl group, a
polymerizable monomer (IIT) having two or more double
bonds in a molecule, and a volatile expansion agent; and
polymerizing the monomers.

Upon producing the thermally expandable microcapsule
according to the present invention, the step of preparing an
aqueous medium is first performed. Specifically, for example,
water and a dispersion stabilizer, and an auxiliary stabilizer if
necessary, are put in a polymerization vessel to prepare an
aqueous dispersion medium containing a dispersion stabi-
lizer. Alkali metal salts of nitrous acid, stannous chloride,
stannic chloride, potassium dichromate, and the like may be
added therein as needed.

Examples of the dispersion stabilizer include silica, cal-
cium phosphate, magnesium hydroxide, aluminum hydrox-
ide, ferric hydroxide, barium sulfate, calcium sulfate, sodium
sulfate, calcium oxalate, calcium carbonate, calcium carbon-
ate, barium carbonate, and magnesium carbonate.

The amount of the dispersion stabilizer is not particularly
limited and appropriately determined by the kind of disper-
sion stabilizer, a particle diameter of the microcapsule, and
the like. The desirable lower limit thereof is 0.1 parts by
weight, and the desirable upper limit thereof is 20 parts by
weight, with respect to 100 parts by weight of the monomers.

Examples of the auxiliary stabilizer include a condensation
product of diethanolamine and aliphatic dicarboxylic acid, a
condensation product of urea and formaldehyde, polyvinyl
pyrrolidone, polyethylene oxide, polyethylene imine, tetram-
ethylammonium hydroxide, gelatin, methyl cellulose, poly-
vinyl alcohol, dioctyl sulfosuccinate, sorbitan ester, and vari-
ous emulsifiers.

In addition, combinations of the dispersion stabilizer and
the auxiliary stabilizer are not particularly limited, and
examples thereof include a combination of colloidal silica
and a condensation product, a combination of colloidal silica
and a water-soluble nitrogen-containing compound, and a
combination of magnesium hydroxide or calcium phosphate
and an emulsifier. Of them, the combination of colloidal silica
and a condensation product is desirable.

Further, as the condensation product, a condensation prod-
uct of diethanolamine and aliphatic dicarboxylic acid is desir-
able, and a condensation product of diethanolamine and adi-
pic acid and a condensation product of diethanolamine and
itaconic acid are particularly desirable.

Examples of the water-soluble nitrogen-containing com-
pound include polyvinylpyrrolidone, polyethyleneimine,
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polyoxyethylene alkylamine, polydialkylaminoalkyl(meth)
acrylates typified by polydimethylaminoethylmethacrylate
and  polydimethylaminoethylacrylate,  polydialkylami-
noalkyl(meth)acrylamides typified by polydimethylamino-
propylacrylamide and polydimethylaminopropyl-
methacrylamide, polyacrylamide, polycationic acrylamide,
polyaminesulfone, and polyallylamine. Of them, polyvi-
nylpyrrolidone is desirably used.

The amount of the colloidal silica is appropriately deter-
mined by the particle diameter of the thermally expandable
microcapsule. The desirable lower limit thereof is 1 part by
weight, and the desirable upper limit thereof is 20 parts by
weight, with respect to 100 parts by weight of vinyl mono-
mers. The more desirable lower limit of the amount of the
colloidal silica is 2 parts by weight, and the more desirable
upper limit thereof is 10 parts by weight. In addition, the
amount of the condensation product or the water-soluble
nitrogen-containing compound is also appropriately deter-
mined by the particle diameter of the thermally expandable
microcapsule. The desirable lower limit thereof is 0.05 parts
by weight, and the desirable upper limit thereof is 2 parts by
weight, with respect to 100 parts by weight of the monomers.

In addition to the dispersion stabilizer and the auxiliary
stabilizer, inorganic salts such as sodium chloride and sodium
sulfate may be added. Addition of the inorganic salts provides
thermally expandable microcapsules each having a more uni-
form particle shape. Normally, the amount of the inorganic
salt is desirably O to 100 parts by weight with respect to 100
parts by weight of the monomers.

The aqueous dispersion medium containing the dispersion
stabilizer is prepared by blending a dispersion stabilizer and
an auxiliary stabilizer with deionized water. The pH of the
water phase in this case is appropriately determined by the
kind of dispersion stabilizer and auxiliary stabilizer to be
used. For example, if silica such as colloidal silica is used as
a dispersion stabilizer, polymerization is performed in an
acidic medium. Otherwise, if an aqueous medium is to be
acidified, an acid such as hydrochloric acid is added accord-
ing to need, to adjust the pH of the system within the range of
3 to 4. Meanwhile, upon use of magnesium hydroxide or
calcium phosphate, polymerization is performed in an alka-
line medium.

The following step in the method for producing a thermally
expandable microcapsule is a step of dispersing, in the aque-
ous medium, an oily mixture containing 30 to 70% by weight
of at least one polymerizable monomer (I) selected from the
group consisting of acrylonitrile, methacrylonitrile, and
vinylidene chloride, 5 to 40% by weight of the C, , radically-
polymerizable unsaturated carboxylic acid monomer (II)
having a carboxyl group, a polymerizable monomer (III)
having two or more double bonds in a molecule, and the
volatile expansion agent. In this step, the oily mixture may be
prepared in the aqueous dispersion medium by separately
adding monomers and a volatile inflating agent to the aqueous
dispersion medium. However, both are usually mixed before-
hand to produce an oily mixture, and subsequently added to
an aqueous dispersion medium. In this case, the oily mixture
and the aqueous dispersion medium may be prepared before-
hand in two separate containers. Then, the oily mixture and
aqueous dispersion medium are mixed with stirring in
another container to prepare a dispersion of the oily mixture
in the aqueous dispersion medium. The thus-prepared disper-
sion is then added to a polymerization vessel.

Here, a polymerization initiator is used for polymerizing
the monomers. The polymerization initiator may be added to
the oily mixture beforehand, or may be added thereto after
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stirring and mixing the aqueous dispersion medium and the
oily mixture in the polymerization vessel.

The oily mixture may be emulsion-dispersed in an aqueous
dispersion medium with a predetermined particle diameter
by, for example, stirring the oily mixture and the medium with
a homomixer (a homomixer produced by PRIMIX Corpora-
tion, for example) or introducing the oily mixture and the
medium into a static dispersion apparatus such as a line mixer
and an element-type static dispersion machine.

The aqueous dispersion medium and the polymerizable
mixture may be separately supplied to the static dispersion
apparatus, or they may be mixed and stirred beforehand to
form a dispersion, and then the dispersion may be supplied
thereto.

The thermally expandable microcapsule according to the
present invention can be produced by heating the dispersion
obtained through the aforementioned process to thereby poly-
merize monomers, for example. The thermally expandable
microcapsule produced by such a method has a high maxi-
mum foaming temperature, excels in heat resistance, and
neither bursts nor contracts at a high temperature or in the
molding process.

A foamed product can be produced by charging a resin
composition which contains the thermally expandable micro-
capsules of the present invention and a matrix resin such as a
thermoplastic resin, or a resin composition which contains a
masterbatch pellet including the thermally expandable micro-
capsules and a base resin, and a matrix resin such as a ther-
moplastic resin, then molding an article by a molding method
such as injection molding, and heating the article, during the
process of molding, to make the thermally expandable micro-
capsules foam, to thereby produce a foamed product. Such a
foamed product is also one aspect of the present invention.

The foamed product of the present invention obtained by
such a method has a good appearance. Closed cells are uni-
formly formed therein. The foamed product excels in prop-
erties such as lightness, heat insulation, shock resistance, and
rigidity, and thus may be suitably used for applications such
as building materials for residence, members for automo-
biles, and shoe soles.

The matrix resin, such as the thermoplastic resin, is not
particularly limited as long as it does not provide any adverse
effect for attaining the object of the present invention.
Examples thereof include general thermoplastic resins such
as polyvinyl chloride, polystyrene, polypropylene, polypro-
pylene oxide, and polyethylene; and engineering plastics
such as polybutylene terephthalate, nylon, polycarbonate,
and polyethylene terephthalate. Thermoplastic elastomers
such as ethylene elastomers, vinyl chloride elastomers, olefin
elastomers, urethane elastomers, and ester thermoplastic
elastomers, may also be used. Alternatively, these resins may
be used in combination.

The amount of the thermally expandable microcapsule
according to the present invention is 0.5 to 20 parts by weight,
and desirably 1 to 10 parts by weight to 100 parts by weight of
the thermoplastic resin. The thermally expandable microcap-
sule may also be used together with chemical foaming agents,
such as sodium bicarbonate and ADCA (azodicarbonamide).

The method for producing the masterbatch is not particu-
larly limited. Examples thereof include a method in which
raw materials including a base resin such as a thermoplastic
resin and additives such as a lubricant, are kneaded before-
hand with an apparatus such as a same-direction twin-screw
extruder; the mixture is heated to a predetermined tempera-
ture; foaming agents such as thermally expandable microcap-
sules ofthe present invention are added thereto; the mixture is
further kneaded to provide a resultant mixture; and the result-
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ant mixture is cut into a pellet shape having a desired size with
a pelletizer to give a masterbatch pellet.

The base resin such as the thermoplastic resin is not par-
ticularly limited, and conventionally widely used base resin
may be used. Example of the thermoplastic resin include
typical thermoplastic resins such as polyvinyl chloride,
polypropylene, polypropylene oxide, low-density polyethyl-
ene, high-density polyethylene, polystyrene, ethylene-vinyl
acetate copolymers, and ethylene-methyl methacrylate
copolymers; and engineering plastics such as polybutylene
terephthalate, nylon, polycarbonate, and polyethylene
terephthalate. Thermoplastic elastomers such as ethylene
elastomers, vinyl chloride elastomers, olefin elastomers, ure-
thane elastomers, and ester thermoplastic elastomers, may be
used. Alternatively, these resins may be used in combination.
Desirable among these is at least one selected from the group
consisting of low-density polyethylene, high-density poly-
ethylene, polypropylene, and polystyrene.

The masterbatch may be alternatively produced by a
method, including kneading raw materials including a base
resin such as a thermoplastic resin, thermally expandable
microcapsules, and a lubricant with a batch-type kneader,
subsequent granulating the mixture with a granulator, to pro-
duce a masterbatch pellet in a pellet shape.

The kneader is not particularly limited as long as it is able
to knead the raw materials without breaking the thermally
expandable microcapsules. Examples thereof include a pres-
surizing kneader and a Banbury mixer.

The method for molding a foamed product of the present
invention is not particularly limited, and examples thereof
include kneading molding, calender molding, extrusion
molding, and injection molding. Methods of injection mold-
ing are not particularly limited. Examples of the methods
include a short-shot method in which part of a resin material
is charged in amold and then foamed, and a core back method
in which a resin material is fully charged in a die and there-
after the die volume is expanded in order to allow the resin
material to foam in a desired size.

Effects of the Invention

According to the present invention, it is possible to provide
athermally expandable microcapsule, which shows excellent
heat resistance and a high expansion ratio and thereby can be
suitably used for molding processes involving high shearing
force, such as kneading molding, calender molding, extrusion
molding, and injection molding.

MODE FOR CARRYING OUT THE INVENTION

Hereinafter, the present invention will be described in fur-
ther detail referring to the following examples. The present
invention is not limited to these examples.

Examples 1 to 6, and Comparative Examples 1 to 8

(Production of Thermally Expandable Microcapsule)

300 parts by weight of water, 89 parts by weight of sodium
chloride as a regulator, 0.07 parts by weight of sodium nitrite
as a water-soluble polymerization inhibitor, 8 parts by weight
of colloidal silica (produced by ADEKA CORPORATION),
and 0.3 parts by weight of polyvinylpyrrolidone (produced by
BASF SE) as a dispersion stabilizer were charged in a poly-
merization vessel to prepare an aqueous dispersion medium.
Subsequently, an oily mixture containing metal cation
hydroxide, monomers, volatile expansion agents, and poly-
merization initiators, each in an amount shown in Table 1,
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were added to the aqueous dispersion medium to prepare a
dispersion. The total amount of the dispersion was 15 kg. The
obtained dispersion was stirred and mixed with a homog-
enizer. The dispersion was fed into a nitrogen-substituted
pressure polymerization vessel (20 L). Pressure was applied
thereto (0.2 MPa), and the dispersion was reacted at 60° C. for
20 hours to prepare a reaction product. The resultant product
was dehydrated and water-washed repeatedly in a centrifugal
separator, followed by drying to produce thermally expand-
able microcapsules.

InTable 1, a radically-polymerizable unsaturated C,_g car-
boxylic acid monomer (II) having a carboxyl group is indi-
cated as monomer (II).

(Production of Masterbatch Pellet)

A masterbatch pellet was obtained by kneading 100 parts
by weight of powder and pellet low-density polyethylene and
0.2 parts by weight of ethylene bis-stearic acid amide as a
lubricant with a Banbury mixer; adding, when the tempera-
ture reached about 140° C., 50 parts by weight of the ther-
mally expandable microcapsules each in an amount shown in
Table 1; then kneading the mixture for further 30 seconds; and
extruding the resultant mixture while palletizing, to produce
the materbatch pellet.

(Production of Molded Body)

A plate-like molded body was obtained by mixing a mas-
terbatch pellet in an amount shown in Table 2 with 100 parts
by weight of polypropylene resin; charging the obtained
mixed pellet into a hopper of a screw-type injection molding
apparatus provided with an accumulator; melting and knead-
ing the charged pellet therein; and injection molding the
kneaded pellet. The molding conditions were a temperature
of the cylinder of 250° C., and an injection speed of 60
mm/sec, a delay time of die opening of O second, and a die
temperature of 60° C.

(Evaluation)

The thermally expandable microcapsules and molded bod-
ies obtained in Examples 1 to 6 and Comparative Examples 1
to 8 were evaluated for the following performances. Tables 1
and 2 show the results.

(1) Evaluation of Thermally Expandable Microcapsule
(1-1) Volume Average Particle Diameter

The volume average particle diameter of each microcap-
sule was measured with a particle size distribution analyzer
(LA-910, produced by HORIBA, Ltd.).

(1-2) Foaming Starting Temperature, Maximum Foaming
Temperature, and Maximum Displacement Amount

The foaming starting temperature (Ts), the maximum dis-
placement amount (Dmax), and the maximum foaming tem-
perature (Tmax) were measured with a thermomechanical
analyzer (TMA) (TMA2940, produced by TA instruments).
Specifically, 25 ug of a test sample was put in an aluminum
container with a diameter of 7 mm and a depth of 1 mm, and
heated from 80° C. to 220° C. at a temperature-rise rate of 5°
C./min with a force of 0.1 N applied from the top. Thus,
displacement was measured in a perpendicular direction of a
measuring terminal. The temperature at which the displace-
ment began to increase was defined as the foaming starting
temperature. The maximum value of the displacement was
defined as the maximum displacement amount. The tempera-
ture at which the maximum displacement amount was mea-
sured was defined as the maximum foaming temperature.
(1-3) Measurement of Storage Elastic Modulus and Associ-
ated Properties

The obtained thermally expandable microcapsule is swol-
len by DMF (N,N-dimethylformamide), to thereby remove a
volatile expansion agent included therein. Thereafter, the
DMF was evaporated, a sheet was produced from a shell
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obtained with a hot press machine, and a test piece with a
width of 5 mm, a length of 15 mm, and a thickness of 0.2 mm
was produced.

The thermally expandable microcapsule was heated with a
test piece under nitrogen atmosphere at a temperature-rise
rate of 3° C./minute and a frequency of 10 Hz. Then, the
storage elastic modulus (E') of the shell at a temperature of
200° C. and a frequency of 10 Hz and the storage elastic
modulus (E") of the shell at a temperature of 250° C. and a
frequency of 10 Hz were measured with a dynamic mechani-
cal analyzer (Rheogel-E4000, produced by UBM).

The storage elastic modulus (G') and the loss elastic modu-
Ius (G") at a temperature of 200° C. and a frequency in the
range of 0.01 to 10 Hz were measured with a dynamic
mechanical analyzer (Rheosol-G5000, produced by UBM)
with a parallel-plate. Then, the ratio tan § ofthe storage elastic
modulus (G") to the loss elastic modulus (G") of the shell at a
temperature of 200° C. and a frequency of 10 Hz, and the ratio
tan O of the storage elastic modulus (G') to the loss elastic
modulus (G") of the shell at a temperature of 200° C. and a
frequency of 0.01 Hz were calculated.

(1-4) Measurement of Degree of Crosslinkage

A sample in which 29 g of N,N-dimethylformamide and 1
g of a thermally expandable microcapsule were weighed was
put in a glass container, and the container was shaken for 24
hours to produce a swelling liquid. Thereafter, supernatant
liquid was removed by centrifugal separation to separate gel
matter. The gel matter was evaporated and dried in a 130° C.
vacuum oven. The weight of dried gel was measured. The
degree of crosslinkage was calculated by the following for-
mula:

Degree of crosslinkage=[(gel dry weight)/(polymer
weight of thermally expandable microcapsule in
1 g of sample)]x100
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(2) Evaluation of Molded Body
(2-1) Appearance (Cross Section of Molded Body)

The state of the foams in the cross section of the molded
body was observed with an SEM apparatus.
(2-2) Measurement of Density

The specific gravity of the obtained molded body was
measured by a method based on Method A (underwater sub-
stitution method) of JISK 7112.
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suitably used for molding processes involving high shearing
force, such as kneading molding, calender molding, extrusion
molding, and injection molding. The present invention also
provides a foamed product using the thermally expandable
microcapsule.

The invention claimed is:

1. A thermally expandable microcapsule, which com-
prises:

TABLE 2
Comparative
Examples Examples
1 2 3 4 5 6 1 2
Polypropylene resin 100 100 100 100 100 100 100 100
Thermally expandable No. (1) 5 — — — — — — —
microcapsules No. (2) — 5 — — — — — —
(amount of No. (3) — — 5 — — — —
masterbatch pellet) No. (4) — — — 5 — — — —
No. (5) — — — — 5 — — —
No. (6) — — — — — 5 — —
No. (7) — — — — — — 5 —
No. (8) — — — — — — — 5
No. (9) — — — — — — — —
No. (10) — — — — — — — —
No. (11) — — — — — — — —
No. (12) — — — — — — — —
No. (13) — — — — — — — —
No. (14) — — — — — — — —
Density (g/em?) 0.655 0.58 0.605 0.595 0.8 0.59 0.865 0.870
State of cell in cross section Closed Closed Closed Closed Closed Closed Closed Largely
cell cell cell cell cell cell cell  crushed
Comparative Examples
3 4 5 6 7 8
Polypropylene resin 100 100 100 100 100 100
Thermally expandable No. (1) — — — — — —
microcapsules No. (2) — — — — — —
(amount of No. (3) — — — — — —
masterbatch pellet) No. (4) — — — — — —
No. (5) — — — — — —
No. (6) — — — — — —
No. (7) — — — — — —
No. (8) — — — — — —
No. (9) 5 — — — — —
No. (10) — 5 — — — —
No. (11) — — 5 — — —
No. (12) — — — 5 — —
No. (13) — — — — 5 —
No. (14) — — — — — 5
Density (g/em?®) 0.805 0.765  0.785 0.75 0.855 0.8
State of cell in cross section Closed Slightly Slightly Slightly Largely Largely
cell  crushed crushed crushed crushed crushed

As shown in Tables 1 and 2, the thermally expandable
microcapsules each obtained in Examples 2 to 6 had a maxi-
mum foaming temperature of 200° C. or higher and thus
showed high heat resistance. The thermally expandable
microcapsules each obtained in Examples 1 to 6 showed a
high storage elastic modulus at a temperature of 200° C. and
a frequency of 10 Hz, a high storage elastic modulus at a
temperature of 250° C. and a frequency of 10 Hz, and a tan 6
as low as 0.4 or less. Accordingly, a molded product having
good foaming performance, a low density, and excellent
lightness was produced.

INDUSTRIAL APPLICABILITY

According to the present invention, it is possible to provide
athermally expandable microcapsule, which shows excellent
heat resistance and a high expansion ratio and thereby can be
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a shell made of a polymer; and

a volatile expansion agent as a core agent encapsulated in
the shell,

a storage elastic modulus (E') of the shell at a temperature
0f 200° C. and a frequency of 10 Hz being 1 x10° N/m?
or more,

the storage elastic modulus (E') of the shell at a temperature
0f 250° C. and a frequency of 10 Hz being 1 x10° N/m?
or more, and

amaximum displacement amount measured by thermome-
chanical analysis being 300um or more,

wherein the shell comprises a polymer obtainable by poly-
merizing a monomer mixture that contains 95% by
weight or more of a mixture of acrylonitrile and meth-
acrylonitrile,
wherein the mixture of acrylonitrile and methacryloni-

trile contains 70% by weight or more of acrylonitrile
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relative to the total weight of the mixture of acryloni-
trile and methacrylonitrile, and

wherein a degree of crosslinkage is 60% by weight or
more.
2. A thermally expandable microcapsule, which comprises
a shell made of a polymer; and
a volatile expansion agent as a core agent encapsulated in
the shell,
a storage elastic modulus (E') of the shell at a temperature
0f 200° C. and a frequency of 10 Hz being 1 x10° N/m?>
or more,
the storage elastic modulus (E') of the shell at a temperature
0f 250° C. and a frequency of 10 Hz being 1 x10° N/m?>
or more, and
an expansion ratio upon heating at a temperature of 200° C.
for 1 minute being 20 times or more in volume,
wherein the shell comprises a polymer obtainable by poly-
merizing a monomer mixture that contains 95% by
weight or more of a mixture of acrylonitrile and meth-
acrylonitrile,
wherein the mixture of acrylonitrile and methacryloni-
trile contains 70% by weight or more of acrylonitrile
relative to the total weight of the mixture of acryloni-
trile and methacrylonitrile, and

wherein a degree of crosslinkage is 60% by weight or
more.

3. The thermally expandable microcapsule according to

claim 1,

wherein the ratio tan dof a shear storage elastic modulus
(G") to a loss elastic modulus (G") of the shell at a
temperature of 200° C. and a frequency of 10Hzis 0.4 or
less, and

the ratio tan dof the shear storage elastic modulus (G') to
the loss elastic modulus (G") of the shell at a temperature
01'200° C. and a frequency of 0.01 Hz is 0.4 or less.

4. The thermally expandable microcapsule according to

claim 1,

wherein the shear storage elastic modulus (G') of the shell
at a temperature of 200° C. and a frequency of 10 Hz is
1 x10° N/m? or more, and

the shear storage elastic modulus (G') of the shell at a
temperature of 200° C. and a frequency of 0.01 Hz is
1 x10* N/m? or more.

5. The thermally expandable microcapsule according to

claim 1,

wherein the maximum foaming temperature of the ther-

mally expandable microcapsule is 200° C. or higher.
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6. A foamed product,
which comprises the thermally expandable microcapsule
according to claim 1.
7. The thermally expandable microcapsule according to
claim 2,
wherein the ratio tan dof a shear storage elastic modulus
(G") to a loss elastic modulus (G") of the shell at a
temperature of 200° C. and a frequency of 10 Hzis 0.4 or
less, and
the ratio tan dof the shear storage elastic modulus (G') to
the loss elastic modulus (G") of the shell at a temperature
0of 200° C. and a frequency of 0.01 Hz is 0.4 or less.
8. The thermally expandable microcapsule according to
claim 2,
wherein the shear storage elastic modulus (G') of the shell
at a temperature of 200° C. and a frequency of 10 Hz is
1 x10° N/m? or more, and
the shear storage elastic modulus (G') of the shell at a
temperature of 200° C. and a frequency of 0.01 Hz is
1 x10* N/m? or more.
9. The thermally expandable microcapsule according to
claim 3,
wherein the shear storage elastic modulus (G') of the shell
at a temperature of 200° C. and a frequency of 10 Hz is
1 x10° N/m? or more, and
the shear storage elastic modulus (G') of the shell at a
temperature of 200° C. and a frequency of 0.01 Hz is
1 x10* N/m? or more.
10. The thermally expandable microcapsule according to
claim 2,
wherein the maximum foaming temperature of the ther-
mally expandable microcapsule is 200° C. or higher.
11. The thermally expandable microcapsule according to
claim 3,
wherein the maximum foaming temperature of the ther-
mally expandable microcapsule is 200° C. or higher.
12. The thermally expandable microcapsule according to
claim 4,
wherein the maximum foaming temperature of the ther-
mally expandable microcapsule is 200° C. or higher.
13. A foamed product,
which comprises the thermally expandable microcapsule
according to claim 2.
14. A foamed product,
which comprises the thermally expandable microcapsule
according to claim 3.
15. A foamed product,
which comprises the thermally expandable microcapsule
according to claim 4.

#* #* #* #* #*



